Supplementary Figure 1: In vitro transcription with T7 and E. coli RNAP. a, In vitro transcription with T7 RNAP, template containing promoter Aφ2.5 and various NpnNs or NAD as NCIN. b, In vitro transcription with E. coli RNAP, template containing promoter A rnnB P1 or rnaI and various NpnNs or NAD as NCIN. c-d, Tables of the amount of capped RNA (in %) compared to the uncapped 5'-ppp RNA prepared by in vitro transcription with T7 RNAP in the presence of constant amount of ATP (1 mM) or GTP (1 mM) and increasing amount (0.2-1.6 mM) of NpnNs or NAD (caps) in the solution. The percentage was determined after PAGE analysis of the in vitro transcription using 35A or 35G template. The RNA was labelled by α-32 P GTP. The average values and their standard deviations were calculated from triplicates.
Supplementary Figure 9 : Scheme of synthesis of methylated Ap3A. In the first step, ADP (adenosine diphosphate) was converted to adenosine 5'-diphosphate imidazolide in 72% yield. In the second step, it was coupled to mono-methylated AMP (adenosine monophosphate) resulting in one of the mono-methylated Ap3A: m 1 Ap3A, m 6 Ap3A and Amp3A.
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